All reactions were carried out with magnetic stirring under an atmosphere of argon in oven-dried glassware. Methanol was purchased from Sigma-Aldrich and stored in an anhydrous atmosphere. Sodium acetate was purchased from Aldrich and stored under anhydrous atmosphere. 1 H NMR spectra were recorded on Varian 400 MHz spectrometer at ambient temperature or a Bruker Avance III 500 (500 MHz). Data is reported as follows: chemical shift in parts per million (δ, ppm) from CDCl 3 (7.26 ppm) or acetone-D6 (2.03 ppm), multiplicity (s = singlet, bs = broad singlet, d = doublet, t = triplet, q = quartet, and m = multiplet), coupling constants (Hz). 13 CNMR were recorded on Varian 400 MHz (at 100 MHz) spectrometer or a Bruker Avance III 500 (125 MHz) at ambient temperature. Chemical shifts are reported in ppm from CDCl 3 (77.36 ppm) or acetoneD-6 (205.87, 30.6 ppm). Mass spectra were recorded on an Agilent 6130 Quadrupole LC/MS. HPLC spectra were obtained on an Agilent 1100 series system. Optical rotations were obtained on an Autopol -III automatic polarimeter or a Jasco DIP -1000 digital polarimeter. Infrared spectra were recorded on a Perkin -Elmer Spectrum Two (Diamond ATR) IR or a Nicolet iS-50 FT-IR spectrometer. Thin layer chromatography was performed on SiliCycle® 250µm 60A plates. Visualization was accomplished with UV light or KMnO 4 stain followed by heating.
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(ddd, J = 8.2, 1.7, 0.9 Hz, 1H), 4 3-((S)-1-benzyl-3-cyano-1,4-dihydropyridin-4-yl) ,E)-3-((S)-1-benzyl-3-cyano-1,4-dihydropyridin-4-yl) 3-((3R,4R)-3-cyano-1-(4-methoxybenzyl) piperidin-4-yl)-5-phenylpentanoate (10): A solution of dihydropyridine 3i (44.3 mg, 0.11 mmol) in CH 2 Cl 2 (2 mL) was cooled to -10 C, and triethylsilane (340 uL, 20 equiv) was added along with trifluoracetic acid (204 uL, 25 equiv). This mixture was then allowed to stir while warming to room temperature. After 12 h, volatiles were removed under reduced pressure. The resulting crude oil was purified by column chromatography (DCM/MeOH) to give 10 (51%, 22. 
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Single crystal X-ray diffraction for compound 9.
Single crystal X-ray diffraction. 1 Data for all compounds was collected on an Agilent SuperNova diffractometer using mirror-monochromated Cu Kα. Data collection, integration, scaling (ABSPACK) and absorption correction (face-indexed Gaussian integration2 or numeric analytical methods3) were performed in CrysAlisPro.4 Structure solution was performed using ShelXT. 5 Subsequent refinement was performed by full-matrix least-squares on F 2 in ShelXL. Olex26 was used for viewing and to prepare CIF files. PLATON7 was used for Bijvoet difference analysis of absolute structure (further details within). ORTEP graphics were prepared in CrystalMaker.8 Thermal ellipsoids are rendered at the 50% probability level.
A single crystal of 9 was grown from a sample of 94% enantiomeric purity as determined by chiral HPLC. A dichloromethan solution was diluted with pentane by vapor diffusion to afford apque, colorless blades. Part of a crystal (.20 x .05 x .05 mm) was separated carefully, mounted with STP oil treatment, and cooled to 100 K on the diffractometer. A full sphere of data were collected to 0.800 Å resolution. 43306 reflections were collected (4462 unique, 4366 observed) with R(int) 4.2% and R(sigma) 2.0% after Gaussian absorption and beam profile correction (Tmin .910, Tmax .977).
The space group was assigned as P2 1 2 1 2 1 based on the systematic absences. The structure solved routinely in ShelXT with 1 molecule in the asymmetric unit. All non-H atoms were located in the initial solution and refined anisotropically with no restraints. C-H hydrogens were placed in calculated positions and refined with riding coordinates and ADPs.
The final refinement (462 data, 0 restraints, 282 parameters) converged with R 1 (F o > 4σ(F o )) = 2.9%, wR 2 = 7.4%, S = 1.05. The largest Fourier features were 0.16 and -0.15 e -A -3 .
A crystal with molecular formula C 26 H 32 N 2 O 3 is a reasonable target for absolute structure determination using Cu Kα radiation.9 The Flack x parameter was 0.07(6) by the Parsons selected quotients method implemented in ShelXL. For confirmation of the absolute structure, the data set was analyzed by the probabilistic approach of Hooft, Straver, and Spek10 as implemented in PLATON. Errors were assumed to be Gaussian; a normal probabilities plot was linear with correlation coefficient 0.999 and slope 0.956. Using an outlier criterion of 79.66 and sigma criterion of 0.25, 404 Bijvoet pairs were selected for analysis. The Hooft y parameter was 0.06(6) using these parameters. The probability of a racemic twin, P3(rac-twin), was calculated as 4 x 10 -14 and the probability of an incorrect absolute structure, P3(false), was 4 x 10 -63 . Therefore, we state with high confidence that the absolute structure is correctly assigned. 
